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57 ABSTRACT

Provided is a curable resin composition capable of forming
a cured product that has excellent heat resistance and
transparency and, in particular, offers excellent barrier prop-
erties to a corrosive gas. The curable resin composition
according to the present invention includes a polyorganosi-
loxane (A), an isocyanurate compound (B), and a silane
coupling agent (C). The polyorganosiloxane (A) is an aryl-
containing polyorganosiloxane. The polyorganosiloxane (A)
preferably includes a polyorganosiloxane having a number-
average molecular weight (Mn) of 500 to 4000 as deter-
mined by gel permeation chromatography and calibrated
with a polystyrene standard.

4 Claims, No Drawings



US 9,481,791 B2
Page 2

(56) References Cited Japanese Office Action, issued Feb. 2, 2016, for Japanese Applica-
tion No. 2015-207632, along with an English translation.
Japanese Office Action, issued Feb. 2, 2016, for Japanese Applica-

OTHER PUBLICATIONS tion No. 2015-500198, along with an English translation.

International Search Report issued in PCT/JP2014/052519 dated
May 27, 2014. * cited by examiner



US 9,481,791 B2

1
CURABLE RESIN COMPOSITION AND
CURED PRODUCT THEREOF,
ENCAPSULANT, AND SEMICONDUCTOR
DEVICE

TECHNICAL FIELD

The present invention relates to curable resin composi-
tions; as well as cured products, encapsulants, and semicon-
ductor devices obtained using the curable resin composi-
tions. The present application claims priority to Japanese
Patent Application No. 2013-026947 filed in Japan on Feb.
14, 2013, the entire contents of which are incorporated
herein by reference.

BACKGROUND ART

Semiconductor devices require high heat resistance and
high breakdown voltage, in which semiconductor elements
are covered or encapsulated by materials. These materials
generally require such heat resistance as to endure heat at a
temperature of about 150° C. or higher. In particular, mate-
rials (encapsulants) to cover or encapsulate optical elements
such as optical semiconductor elements require excellent
physical properties such as transparency and flexibility, in
addition to the heat resistance. Such encapsulants currently
used typically in backlight units of liquid crystal displays are
exemplified by epoxy resin materials and silicone resin
materials.

Patent Literature (PTL) 1 discloses a synthetic high-
molecular compound as a material having high heat resis-
tance and dissipating heat satisfactorily. The synthetic high-
molecular compound contains at least one third
organosilicon polymer having a molecular weight of from
20000 to 800000. The third organosilicon polymer has been
formed by linking at least one first organosilicon polymer
with at least one second organosilicon polymer through
siloxane bonds. The first organosilicon polymer has a cross-
linked siloxane structure, where the siloxane structure refers
to a Si—O—Si bonded structure. The second organosilicon
polymer has a linear linked siloxane structure. Materials of
this type, however, are still insufficient in physical proper-
ties.

PTL 2 discloses a resin composition for optical element
encapsulation as a resin composition that excels in trans-
parency, ultraviolet resistance, and thermal coloration resis-
tance and is used for the encapsulation of an optical element.
The resin composition contains, as a resin component, at
least one silsesquioxane selected from the group consisting
of liquid silsesquioxanes having a cage-like structure, con-
taining an aliphatic carbon-carbon unsaturated bond, and
being devoid of H—Si bonds; and liquid silsesquioxanes
having a cage-like structure, containing a H—Si bond, and
being devoid of aliphatic carbon-carbon unsaturated bonds.
Unfortunately, however, the resin composition containing
such a cage-like silsesquioxane gives a cured product that is
relatively rigid, is poorly flexible, and is susceptible to
cracking and/or fracture.

PTL 3 discloses a curable composition that essentially
contains an organic compound containing at least two car-
bon-carbon double bonds per molecule, a compound con-
taining at least two SiH groups per molecule, and a hydrosi-
lylation catalyst, where the carbon-carbon double bonds are
reactive with SiH groups. The organic compound is exem-
plified by triallyl isocyanurate. The compound containing at
least two SiH groups per molecule is exemplified by chain
and/or cyclic polyorganosiloxanes. Disadvantageously,

2

however, materials of this type are still insufficient in
physical properties such as cracking resistance.

CITATION LIST
Patent Literature

PTL 1: Japanese Unexamined Patent Application Publi-
cation (JP-A) No. 2006-206721

PTL 2: JP-A No. 2007-031619

PTL 3: JP-A No. 2002-314140
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SUMMARY OF INVENTION

13 Technical Problem

In addition to the heat resistance, transparency, and flex-
ibility, encapsulants for optical semiconductor elements
require resistance to deterioration even upon the application
of heat at a high temperature in a reflow process in the
production of optical semiconductor devices. Specifically,
the encapsulants require such properties as to resist cracking
and not to cause troubles such as detachment from the
package. These properties are also generically referred to as
“reflow resistance”. As used herein the term “cracking
resistance” refers to such a property of an encapsulant as to
resist cracking.

In addition, the encapsulants for optical semiconductor
elements require high barrier properties to a corrosive gas
such as a SO gas. This is because metal materials typically
of electrodes in the optical semiconductor devices are read-
ily corroded by the corrosive gas and, once corroded,
disadvantageously deteriorate in electrical properties (e.g.,
electrical properties in a high-temperature environment)
with time. Encapsulants using the conventional silicone
resin materials are widely used as the encapsulants for
optical semiconductor elements. Unfortunately, the encap-
sulants of this type have insufficient barrier properties to a
corrosive gas. Likewise, the materials described in PTL 1 to
3 disadvantageously have insufficient barrier properties to a
corrosive gas.

Accordingly, it is an object of the present invention to
provide a curable resin composition capable of forming a
cured product that has excellent heat resistance and trans-
parency and, in particular, offers excellent barrier properties
to a corrosive gas.

It is another object of the present invention to provide a
cured product and an encapsulant, both of which have
excellent heat resistance and transparency and, in particular,
offer excellent barrier properties to a corrosive gas.

It is yet another object of the present invention to provide
a semiconductor device that includes at least one of the
cured product and the encapsulant (either one or both of the
cured product and the encapsulant).
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Solution to Problem

The present inventors have found a curable resin compo-
sition including an aryl-containing polyorganosiloxane
incorporated with an isocyanurate compound and a silane
coupling agent; and have found that this curable resin
composition can form a cured product that has excellent heat
resistance, transparency, and flexibility and, in particular,
offers excellent reflow resistance and barrier properties to a
corrosive gas. The present invention has been made based on
these findings.
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Specifically, the present invention provides a curable resin
composition including a polyorganosiloxane (A), an isocya-
nurate compound (B), and a silane coupling agent (C). The
polyorganosiloxane (A) is an aryl-containing polyorganosi-
loxane.

In the curable resin composition, the polyorganosiloxane
(A) may include a polyorganosiloxane having a number-
average molecular weight (Mn) of from 500 to 4000 as
determined by gel permeation chromatography and cali-
brated with a polystyrene standard.

The polyorganosiloxane (A) in the curable resin compo-
sition may include a polyorganosiloxane having a molecu-
lar-weight dispersity (Mw/Mn) of from 0.95 to 4.00, where
the polyorganosiloxane has a weight-average molecular
weight of Mw and a number-average molecular weight of
Mn as determined by gel permeation chromatography and
calibrated with a polystyrene standard.

The polyorganosiloxane (A) in the curable resin compo-
sition may include a polyorganosiloxane (A1) containing an
aliphatic carbon-carbon double bond.

The polyorganosiloxane (A) in the curable resin compo-
sition may include a polyorganosiloxane (A2) containing a
Si—H bond.

The polyorganosiloxane (A) in the curable resin compo-
sition may contain 50 percent by weight or more of the
polyorganosiloxane (A2) containing a Si—H bond based on
the total amount (100 percent by weight) of the polyor-
ganosiloxane (A).

The isocyanurate compound (B) in the curable resin
composition may include an isocyanurate compound repre-
sented by Formula (1):

[Chem. 1]

M
RX

OYN\(O
N N
v \ﬂ/ ~pe
(@]

where R*, R”, and R” are each, identically or differently,
selected from a group represented by Formula (2) and a
group represented by Formula (3):

[Chem. 2]

@
Rl

K
[Chem. 3]
(©)
/W R
where R* and R? are each, identically or differently, selected
from hydrogen and C,-Cg straight or branched chain alkyl.
In the curable resin composition, at least one of R¥, R”,

and R® in Formula (1) may be the group represented by
Formula (3).
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The present invention provides, in another aspect, a cured
product of the curable resin composition.

The present invention provides, in yet another aspect, an
encapsulant obtained by using the curable resin composi-
tion.

In addition and advantageously, the present invention
provides a semiconductor device obtained by using the
curable resin composition.

Specifically, the present invention relates to followings.

[1] A curable resin composition that includes a polyor-
ganosiloxane (A), an isocyanurate compound (B), and a
silane coupling agent (C). The polyorganosiloxane (A) is an
aryl-containing polyorganosiloxane.

[2] In the curable resin composition according to [1], the
polyorganosiloxane (A) may include a branched-chain-con-
taining polyorganosiloxane.

[3] In the curable resin composition according to one of
[1] and [2], the polyorganosiloxane (A) may contain aryl
groups in a content (in terms of phenyl) of 35 percent by
weight or more based on the total amount (100 percent by
weight) of the polyorganosiloxane (A).

[4] In the curable resin composition according to any one
of [1] to [3], the polyorganosiloxane (A) may include a
polyorganosiloxane having a number-average molecular
weight (Mn) of from 500 to 4000 as determined by gel
permeation chromatography and calibrated with a polysty-
rene standard.

[5] In the curable resin composition according to any one
of [1] to [4], the polyorganosiloxane [A] may include a
polyorganosiloxane having a number-average molecular
weight (Mn) of from 500 to 1000 as determined by gel
permeation chromatography and calibrated with a polysty-
rene standard.

[6] In the curable resin composition according to any one
of [1] to [5], the polyorganosiloxane (A) may include a
polyorganosiloxane having a molecular-weight dispersity
(Mw/Mn) of from 0.95 to 4.00, where the polyorganosilox-
ane has a weight-average molecular weight of Mw and a
number-average molecular weight of Mn as determined by
gel permeation chromatography and calibrated with a poly-
styrene standard.

[7] The curable resin composition according to any one of
[1] to [6] may contain the polyorganosiloxane (A) in a
content (blending quantity) of from 55 to 99.5 percent by
weight based on the total amount (100 percent by weight) of
the curable resin composition.

[8] In the curable resin composition according to any one
of [1] to [7], the polyorganosiloxane (A) may include a
polyorganosiloxysilalkylene.

[9] In the curable resin composition according to [8], the
polyorganosiloxysilalkylene may include a polyorganosi-
loxysilalkylene having a structure represented by Formula
(D) mentioned later.

[10] In the curable resin composition according to one of
[8] and [9], the polyorganosiloxane (A) may contain the
polyorganosiloxysilalkylene in a proportion of from 60 to
100 percent by weight based on the total amount (100
percent by weight) of the polyorganosiloxane (A).

[11] In the curable resin composition according to any one
of [1] to [10], the polyorganosiloxane (A) may include a
polyorganosiloxane (Al) containing an aliphatic carbon-
carbon double bond.

[12] In the curable resin composition according to [11],
the polyorganosiloxane (Al) may include a polyorganosi-
loxysilalkylene containing an aliphatic carbon-carbon
double bond in molecule.
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[13] In the curable resin composition according to [12],
the polyorganosiloxysilalkylene containing an aliphatic car-
bon-carbon double bond in molecule may include a poly-
organosiloxysilalkylene that contains, at its terminus and/or
side chain, a group containing an aliphatic carbon-carbon
double bond.

[14] In the curable resin composition according to [13],
the polyorganosiloxysilalkylene containing an aliphatic car-
bon-carbon double bond in molecule may include a poly-
organosiloxysilalkylene that contains, at its terminus and/or
side chain, a group containing an aliphatic carbon-carbon
double bond and includes the structure represented by
Formula ().

[15] In the curable resin composition according to any one
of [11] to [14], the polyorganosiloxane (A) may contain the
aliphatic carbon-carbon double bond in a content (in terms
of vinyl) of from 1.5 to 15.0 percent by weight based on the
total amount (100 percent by weight) of the polyorganosi-
loxane (A).

[16] In the curable resin composition according to any one
of [11] to [15], the polyorganosiloxane (A1) may include, as
an essential component, a polyorganosiloxane (Al) having
an aliphatic carbon-carbon double bond content (in terms of
vinyl) of 10.0 percent by weight or more.

[17] In the curable resin composition according to [16],
the polyorganosiloxane (Al) having an aliphatic carbon-
carbon double bond content (in terms of vinyl) of 10.0
percent by weight or more may have a weight-average
molecular weight of 2000 or less.

[18] In the curable resin composition according to one of
[16] and [17], the polyorganosiloxane (Al) having an ali-
phatic carbon-carbon double bond content (in terms of
vinyl) of 10.0 percent by weight or more may have a
number-average molecular weight of 1000 or less.

[19] In the curable resin composition according to any one
of'[16] to [18], the polyorganosiloxane (A) may contain the
polyorganosiloxane (A1) having an aliphatic carbon-carbon
double bond content (in terms of vinyl) of 10.0 percent by
weight or more in a proportion of 1 to 10 percent by weight
based on the total amount (100 percent by weight) of the
polyorganosiloxane (A).

[20] In the curable resin composition according to any one
of [1] to [19], the polyorganosiloxane (A) may include a
polyorganosiloxane (A2) containing a Si—H bond (Si—H-
bond-containing polyorganosiloxane (A2)).

[21] In the curable resin composition according to [20],
the polyorganosiloxane (A2) may include a polyorganosi-
loxysilalkylene containing a Si—H bond in molecule.

[22] In the curable resin composition according to [21],
the polyorganosiloxysilalkylene containing a Si—H bond in
molecule may include a polyorganosiloxysilalkylene that
contains, at its terminus and/or side chain, hydrogen (hy-
drido) bonded to silicon.

[23] In the curable resin composition according to one of
[21] and [22], the polyorganosiloxysilalkylene containing a
Si—H bond in molecule may include a polyorganosiloxysi-
lalkylene that contains, at its terminus and/or side chain,
hydrogen bonded to silicon and has the structure represented
by Formula (I).

[24] In the curable resin composition according to any one
of'[20] to [23], the polyorganosiloxane (A) may contain the
Si—H bond in a content in terms of H of from 0.01 to 0.50
percent by weight based on the total amount (100 percent by
weight) of the polyorganosiloxane (A), where the term “in
terms of H” refers to “in terms of the weight of hydrogen
atom or H (hydrido) in Si—H bond”.
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[25] In the curable resin composition according to any one
of'[20] to [24], the polyorganosiloxane (A) may contain 50
percent by weight or more of the polyorganosiloxane (A2)
containing a Si—H bond based on the total amount (100
percent by weight) of the polyorganosiloxane (A).

[26] In the curable resin composition according to any one
of [1] to [25], the isocyanurate compound (B) may include
an isocyanurate compound represented by Formula (1), in
which R, R”, and R® are each, identically or differently,
selected from a group represented by Formula (2) and a
group represented by Formula (3).

[27] In the curable resin composition according to [26], at
least one of R*, R”; and R” in Formula (1) may be the group
represented by Formula (3).

[28] In the curable resin composition according to one of
[26] and [27], it is preferred that two of R*, R”, and R* are
the groups represented by Formula (2) and the other one of
R¥, R”, and R” is the group represented by Formula (3).

[29] The curable resin composition according to any one
of [1] to [28] may contain the isocyanurate compound (B) in
a content of from 0.01 to 10 percent by weight based on the
total amount (100 percent by weight) of the curable resin
composition.

[30] The curable resin composition according to any one
of [1] to [29] may contain the isocyanurate compound (B) in
a content of from greater than 0.5 percent by weight to 10
percent by weight based on the total amount (100 percent by
weight) of the curable resin composition.

[31] In the curable resin composition according to any one
of'[1] to [30], the silane coupling agent (C) may include an
epoxy-containing silane coupling agent.

[32] The curable resin composition according to any one
of [1] to [31] may contain the silane coupling agent (C) in
a content of from 0.01 to 15 percent by weight based on the
total, amount (100 percent by weight) of the curable resin
composition.

[33] The curable resin composition according to any one
of [1] to [32] may contain the silane coupling agent (C) in
a content of from greater than 2.0 percent by weight to 15
percent by weight based on the total amount (100 percent by
weight) of the curable resin composition.

[34] The curable resin composition according to any one
of [1] to [33] may have such a formulation (blending
formulation) that an aliphatic carbon-carbon double bond is
present in an amount of from 0.2 to 4 moles per mole of
hydrosilyl groups present in the curable resin composition.

[35] The curable resin composition according to any one
of [1] to [34] may have a viscosity of from 300 to 20000
mPa-s at 23° C.

[36] A cured product obtained by curing the curable resin
composition according to any one of [1] to [35].

[37] An encapsulant obtained by using the curable resin
composition according to any one of [1] to [35].

[38] A semiconductor device obtained by using the cur-
able resin composition according to any one of [1] to [35].

[39] The semiconductor device according to [38] may be
an optical semiconductor device.

Advantageous Effects of Invention

The curable resin composition according to the present
invention, as having the configuration, excels particularly in
barrier properties to a corrosive gas such as a SO, gas. In
addition, the cured product, as including a silicone material,
excels also in heat resistance and transparency. Accordingly,
the curable resin composition according to the present
invention is preferably usable as or for an encapsulant for
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optical semiconductor element encapsulation. The optical
semiconductor element is exemplified by light-emitting
diodes (LEDs), semiconductor laser elements, solar photo-
voltaic devices, and charge coupled devices (CODs). When
the cured product of the curable resin composition according
to the present invention is used for encapsulation of such an
optical semiconductor element to give an optical semicon-
ductor device, the resulting optical semiconductor device
has excellent quality and durability. In particular, the curable
resin composition according to the present invention is
useful as or for an encapsulant for a next-generation light
source which requires resistance to heat at an unprecedented
high temperature (e.g., 180° C. or higher).

DESCRIPTION OF EMBODIMENTS

The curable resin composition according to the present
invention is a curable resin composition including a poly-
organosiloxane (A), an isocyanurate compound (B), and a
silane coupling agent (C) as essential components. The
polyorganosiloxane (A) is an aryl-containing polyorganosi-
loxane.

Polyorganosiloxane (A)

The polyorganosiloxane (A) in the curable resin compo-
sition according to the present invention is a polyorganosi-
loxane having a main chain including siloxane bonds (Si—
0O—Si) and containing an aryl group as a substituent in the
main chain. The polyorganosiloxane (A) may include a
polyorganosiloxane having a straight chain and/or a
branched chain. Among them, the polyorganosiloxane (A)
preferably includes a polyorganosiloxane containing a
branched chain from the viewpoint of the strength of the
cured product.

The aryl group in the polyorganosiloxane (A) is exem-
plified by, but not limited to, C4-C,, aryl such as phenyl and
naphthyl, of which C4-C,, aryl is preferred. The aryl group
may also be a substituent on silicon atom in the polyor-
ganosiloxane (A). The substituent herein refers to a group
bonded directly to the silicon atom.

The aryl group in the polyorganosiloxane (A) may have
one or more substituents. The substituents are exemplified
by halogen, substituted or unsubstituted hydrocarbon
groups, hydroxy, alkoxy, alkenyloxy, aryloxy, aralkyloxy,
acyloxy, mercapto (thiol group), alkylthio, alkenylthio, aryl-
thio, aralkylthio, carboxy, alkoxycarbonyl, aryloxycarbonyl,
aralkyloxycarbonyl, amino or substituted amino (e.g.,
mono- or di-alkylamino and acylamino), epoxy, cyano,
isocyanato, carbamoyl, and isothiocyanato.

The substituted or unsubstituted hydrocarbon groups are
exemplified by aliphatic hydrocarbon groups, alicyclic
hydrocarbon groups, aromatic hydrocarbon groups, and
groups each including two or more of them bonded to each
other.

The aliphatic hydrocarbon groups are exemplified by
alkyl, alkenyl, and alkynyl. The alkyl is exemplified by
C,-C,, alkyl such as methyl, ethyl, propyl, isopropyl, butyl,
hexyl, octyl, isooctyl, decyl, and dodecyl, of which C,-C,,
alkyl is preferred, and C,-C, alkyl is more preferred. The
alkenyl is exemplified by C,-C,, alkenyl such as vinyl, allyl,
methallyl, 1-propenyl, isopropenyl, 1-butenyl, 2-butenyl,
3-butenyl, 1-pentenyl, 2-pentenyl, 3-pentenyl, 4-pentenyl,
and 5-hexenyl, of which C,-C,, alkenyl is preferred, and
C,-C, alkenyl is more preferred. The alkynyl is exemplified
by C,-C,, alkynyl such as ethynyl and propynyl, of which
C,-C,, alkynyl is preferred, and C,-C, alkynyl is more
preferred.
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The alicyclic hydrocarbon groups are exemplified by
C,-C,, cycloalkyl such as cyclopropyl, cyclobutyl, cyclo-
pentyl, cyclohexyl, and cyclododecyl; C;-C,, cycloalkenyl
such as cyclohexenyl; and C,-C,5 bridged hydrocarbon
groups such as bicycloheptyl and bicycloheptenyl.

The aromatic hydrocarbon groups are exemplified by
Cs-C,, aryl such as phenyl and naphthyl, of which C,-C,,
aryl is preferred.

The groups each including the aliphatic hydrocarbon
group and the alicyclic hydrocarbon group bonded to each
other are exemplified by cyclohexylmethyl and methylcy-
clohexyl. The groups each including the aliphatic hydrocar-
bon group and the aromatic hydrocarbon group bonded to
each other are exemplified by C,-C,; aralkyl such as benzyl
and phenethyl, of which C,-C, , aralkyl is preferred; (C4-C,
aryl)-C,-C4 alkenyl such as cinnamyl; (C,-C, alkyl)-substi-
tuted aryl such as tolyl; and (C,-C, alkenyl)-substituted aryl
such as styryl. The substituents of the substituted hydrocar-
bon groups (hydrocarbon groups substituted with one or
more substituents) are as with the substituents which the aryl
group may have.

The one or more substituents which the aryl group in the
polyorganosiloxane (A) may have are further exemplified by
a group represented by Formula (4):

[Chem. 4]

@)
R

—O0—S8i—R’

R

In Formula (4), plural (three) occurrences of R' may be
identical or different. R' in Formula (4) is, independently in
each occurrence, selected typically from hydrogen, halogen,
substituted or unsubstituted hydrocarbon groups, hydroxy,
alkoxy, alkenyloxy, aryloxy, aralkyloxy, acyloxy, mercapto
(thiol group), alkylthio, alkenylthio, arylthio, aralkylthio,
carboxy, alkoxycarbonyl, aryloxycarbonyl, aralkyloxycar-
bonyl, amino or substituted amino (e.g., mono- or di-
alkylamino and acylamino), epoxy, cyano, isocyanato, car-
bamoyl, and isothiocyanato.

In the group represented by Formula (4), R' is, indepen-
dently in each occurrence, preferably selected from hydro-
gen, C,-C,, alkyl (in particular, C,-C, alkyl), C,-C, alkenyl
(in particular, C,-C, alkenyl), C,;-C,, cycloalkyl, C;-C,,
cycloalkenyl, C4-C,, aryl which may have one or more
substituents (e.g., C,-C, alkyl, C,-C, alkenyl, halogen, and
C,-C, alkoxy) on the aromatic ring, C,-C, 4 aralkyl, (C4-C,,
aryl)-C,-C4 alkenyl, hydroxy, C,-C, alkoxy, and halogen.

The polyorganosiloxane (A) may contain the aryl group in
a content (in terms of phenyl) not critical, but preferably 35
percent by weight or more, more preferably 40 percent by
weight or more, and furthermore preferably 45 percent by
weight or more (e.g., from 45 to 70 percent by weight),
based on the total amount (100 percent by weight) of the
polyorganosiloxane (A). The polyorganosiloxane (A), if
containing the aryl group in a content less than 35 percent by
weight, may cause the resulting cured product to have lower
barrier properties to a corrosive gas such as SO,. The aryl
group may occupy all or part of the substituents on the main
chain of the polyorganosiloxane (A), where the main chain
includes siloxane bonds (Si—O—Si). The aryl content may
be measured typically by 'H-NMR.
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The polyorganosiloxane (A) may also contain one or
more substituents other than aryl groups, and the substitu-
ents other than aryl groups may each be substituents on the
silicon atom in the polyorganosiloxane (A). The substituents
other than aryl groups are exemplified by hydrogen, halo-
gen, Si—H bond-containing groups, substituted or unsub-
stituted hydrocarbon groups (of which alkyl, alkenyl,
cycloalkyl, and cycloalkenyl are preferred), hydroxy,
alkoxy, alkenyloxy, acyloxy, mercapto (thiol group), alkyl-
thio, alkenylthio, carboxy, alkoxycarbonyl, amino or substi-
tuted amino (e.g., mono- or di-alkylamino and acylamino),
epoxy, cyano, isocyanato, carbamoyl, and isothiocyanato.

Of the substituents other than aryl groups in the polyor-
ganosiloxane (A), particularly preferred is at least one
substituent selected from hydrogen, Si—H bond-containing
groups (e.g., hydrosilyl), and substituted or unsubstituted
hydrocarbon groups (of which alkyl and alkenyl are pre-
ferred).

The polyorganosiloxane (A) may have a number-average
molecular weight (Mn) not critical, but preferably from 500
to 4000, more preferably from 550 to 2800, furthermore
preferably from 600 to 1500, and particularly preferably
1000 or less. The polyorganosiloxane (A) may have a
weight-average molecular weight (Mw) not critical, but
preferably from 500 to 20000, more preferably from 600 to
10000, and furthermore preferably from 700 to 6500. The
polyorganosiloxane (A), if having a number-average
molecular weight (Mn) and/or a weight-average molecular
weight (Mw) less than 500, may cause the resulting cured
product to have lower heat resistance. In particular, the
polyorganosiloxane (A), when having a number-average
molecular weight of 1000 or less, may readily allow the
cured product to have still better barrier properties to a
corrosive gas. In contrast, the polyorganosiloxane (A), if
having a number-average molecular weight (Mn) greater
than 4000 and/or a weight-average molecular weight (Mw)
greater than 20000, may have lower compatibility with
another component, and/or may have lower compatibility
with another polyorganosiloxane (A) in the case where the
composition includes two or more different polyorganosi-
loxanes (A). The polyorganosiloxane (A) may also be a
mixture including those having different number-average
molecular weights (Mn) and/or different weight-average
molecular weights (Mw) within the range. The number-
average molecular weight (Mn) and the weight-average
molecular weight (Mw) can be determined by calculation as
molecular weights measured by gel permeation chromatog-
raphy and calibrated with a polystyrene standard.

The polyorganosiloxane (A) may have a molecular-
weight dispersity (Mw/Mn) not critical, but preferably from
0.95 to 4.00, more preferably from 1.00 to 3.80, and fur-
thermore preferably from 1.20 to 3.50. The molecular-
weight dispersity (Mw/Mn) is calculated from the weight-
average molecular weight (Mw) and the number-average
molecular weight (Mn). The polyorganosiloxane (A), if
having a molecular-weight dispersity (Mw/Mn) greater than
4.00 (in particular, greater than 3.50), may cause the cured
product to have inferior heat resistance and/or lower barrier
properties to a corrosive gas such as SO,.

The curable resin composition according to the present
invention may contain one or more different polyorganosi-
loxanes alone or in combination as the polyorganosiloxane
(A).

The curable resin composition according to the present
invention may contain the polyorganosiloxane (A) in a
content (blending quantity) not critical, but preferably from
55 to 99.5 percent by weight, more preferably from 70 to
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99.0 percent by weight, and furthermore preferably from 85
to 98.5 percent by weight, based on the total amount (100
percent by weight) of the curable resin composition. The
curable resin composition, if containing the polyorganosi-
loxane (A) in a content less than 55 percent by weight, may
cause the cured product to have lower cracking resistance. In
contrast, the curable resin composition, if containing the
polyorganosiloxane (A) in a content greater than 99.5 per-
cent by weight, may cause the cured product to have lower
barrier properties to a corrosive gas such as SO,.

Of such polyorganosiloxanes (A), particularly preferred is
a polyorganosiloxysilalkylene. The term “polyorganosilox-
ysilalkylene” refers to a polyorganosiloxane including, as its
main chain, not only the —Si—O— group (siloxy group),
but also a —Si-A- group [silalkylene group; where A
represents alkylene]. The alkylene moiety (the “A” moiety)
in the silalkylene group of the polyorganosiloxysilalkylene
is exemplified by C,-C,, straight or branched chain alky-
lene, of which C,-C, straight or branched chain alkylene is
preferred, and ethylene is particularly preferred. As com-
pared with a polyorganosiloxane in a narrow sense (poly-
organosiloxane having a main chain including —Si—O—
groups alone), the polyorganosiloxysilalkylene less forms a
low-molecular-weight ring upon production process and less
decomposes due typically to heating and resulting silanol
group (—SiOH) formation. The polyorganosiloxysilalky-
lene therefore gives a cured product that tends to less offer
surface tack and to less suffer from yellowing. The polyor-
ganosiloxysilalkylene may be produced typically by a
method described in JP-A No. 2012-140617. The polyor-
ganosiloxysilalkylene (aryl-containing polyorganosiloxysi-
lalkylene) may also be available as products typically under
the trade names of GD-1130A and GD-1130B (each from
Eternal Chemical Co., Ltd.).

More specifically, the polyorganosiloxysilalkylene is
exemplified by a polyorganosiloxysilalkylene having a
structure represented by Formula (I):

[Chem. 5]

@
Rll

O—Si—RE—SI

c d
R R sl 52

In Formula (I), R%, R?, R¢, RY, R®, and R/ (R* to RY) are,
independently in each occurrence, selected from hydrogen,
a monovalent hydrocarbon group, and a monovalent hetero-
cyclic group. At least one of R* to R” may be selected from
hydrogen and a monovalent group including an aliphatic
carbon-carbon unsaturated bond. The polyorganosiloxysila-
lkylene having the structure represented by Formula (I) is
one containing an aryl group in molecule. For this reason,
part or all of R* to R are preferably aryl groups (of which
phenyl is more preferred).

The monovalent hydrocarbon group is exemplified by
monovalent aliphatic hydrocarbon groups; monovalent ali-
cyclic hydrocarbon groups; monovalent aromatic hydrocar-
bon groups; and monovalent groups each including two or
more of aliphatic hydrocarbon groups, alicyclic hydrocarbon
groups, and aromatic hydrocarbon groups bonded to each
other. The monovalent heterocyclic group is exemplified by
pyridyl, furyl, and thienyl.
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The monovalent aliphatic hydrocarbon groups are exem-
plified by alkyl, alkenyl, and alkynyl. The alkyl is exempli-
fied by straight or branched chain C,-C,, alkyl such as
methyl, ethyl, propyl, isopropyl, butyl, hexyl, octyl, isooc-
tyl, decyl, and dodecyl, of which C,-C,, alkyl is preferred,
and C,-C, alkyl is more preferred. The alkenyl is exempli-
fied by C,-C,, alkenyl such as vinyl, allyl, methallyl, 1-pro-
penyl, isopropenyl, 1-butenyl, 2-butenyl, 3-butenyl, 1-pen-
tenyl, 2-pentenyl, 3-pentenyl, 4-pentenyl, and 5-hexenyl, of
which C,-C,, alkenyl is preferred, and C,-C, alkenyl is
more preferred. The alkynyl is exemplified by C,-C,, alky-
nyl such as ethynyl and propynyl, of which C,-C,, alkynyl
is preferred, and C,-C, alkynyl is more preferred.

The monovalent alicyclic hydrocarbon groups are exem-
plified by C;-C,, cycloalkyl such as cyclopropyl, cyclobu-
tyl, cyclopentyl, cyclohexyl, and cyclododecyl; C;-C,,
cycloalkenyl such as cyclohexenyl; and C,-C,5 bridged
hydrocarbon groups such as bicycloheptyl and bicyclohep-
tenyl.

The monovalent aromatic hydrocarbon groups are exem-
plified by C,-C, , aryl such as phenyl, naphthyl, and anthryl,
of which C4-C,, aryl is preferred.

The groups each including an aliphatic hydrocarbon
group and an alicyclic hydrocarbon group bonded to each
other is exemplified by cyclohexylmethyl and methylcyclo-
hexyl. The groups each including an aliphatic hydrocarbon
group and an aromatic hydrocarbon group bonded to each
other is exemplified by C,-C,, aralkyl such as benzyl and
phenethyl, of which C,-C,, aralkyl is preferred; (C4-C,,
aryl)-C,-C, alkenyl such as cinnamyl; (C,-C, alkyl)-substi-
tuted aryl such as tolyl; and (C,-C, alkenyl)-substituted aryl
such as styryl.

The monovalent hydrocarbon group may have one or
more substituents. Specifically, the monovalent hydrocarbon
group may be a monovalent hydrocarbon group correspond-
ing to any of the above-exemplified monovalent hydrocar-
bon groups, except with at least one hydrogen atom substi-
tuted with a substituent. The substituent(s) may contain
carbon atoms in a number of preferably from 0 to 20, and
more preferably from O to 10. Specifically, the substituent(s)
is exemplified by halogen; hydroxy; alkoxy; alkenyloxy;
aryloxy; aralkyloxy; acyloxy; mercapto; alkylthio; alkenyl-
thio; arylthio; aralkylthio; carboxy; alkoxycarbonyl; ary-
loxycarbonyl; aralkyloxycarbonyl; amino; mono- or di-alky-
lamino; mono- or di-phenylamino; acylamino; epoxy-
containing groups; oxetanyl-containing groups; acyl; oxo;
isocyanato; and groups each including two or more of them
bonded to each other, where necessary, through C,-Cg
alkylene.

The alkoxy is exemplified by C,-Cy alkoxy such as
methoxy, ethoxy, propoxy, isopropyloxy, butoxy, and isobu-
tyloxy, of which C,-C, alkoxy is preferred. The alkenyloxy
is exemplified by C,-C, alkenyloxy such as allyloxy, of
which C,-C, alkenyloxy is preferred. The aryloxy is exem-
plified by C,-C,, aryloxy which may have one or more
substituents (e.g., C,-C, alkyl, C,-C, alkenyl, halogen, and
C,-C, alkoxy) on the aromatic ring, such as phenoxy,
tolyloxy, and naphthyloxy. The aralkyloxy is exemplified by
C,-C, g aralkyloxy such as benzyloxy and phenethyloxy. The
acyloxy is exemplified by C,-C,, acyloxy such as acetyloxy,
propionyloxy, (meth)acryloyloxy, and benzoyloxy.

The alkylthio is exemplified by C,-C4 alkylthio such as
methylthio and ethylthio, of which C,-C, alkylthio is pre-
ferred. The alkenylthio is exemplified by C,-C, alkenylthio
such as allylthio, of which C,-C, alkenylthio is preferred.
The arylthio is exemplified by C4-C,, arylthio which may
have one or more substituents (e.g., C,-C, alkyl, C,-C,
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alkenyl, halogen, and C,-C, alkoxy) on the aromatic ring,
such as phenylthio, tolylthio, and naphthylthio. The aralky-
Ithio is exemplified by C,-C, 4 aralkylthio such as benzylthio
and phenethylthio. The alkoxycarbonyl is exemplified by
C,-C¢ alkoxy-carbonyl such as methoxycarbonyl, ethoxy-
carbonyl, propoxycarbonyl, and butoxycarbonyl. The ary-
loxycarbonyl is exemplified by (C4-C,, aryloxy)-carbonyl
such as phenoxycarbonyl, tolyloxycarbonyl, and naphth-
yloxycarbonyl. The aralkyloxycarbonyl is exemplified by
(C,-C, ¢ aralkyloxy)-carbonyl such as benzyloxycarbonyl.
The mono- or di-alkylamino is exemplified by mono- or
di-(C,-C4 alkyl)amino such as methylamino, ethylamino,
dimethylamino, and diethylamino. The acylamino is exem-
plified by C,-C,, acylamino such as acetylamino, propio-
nylamino, and benzoylamino. The epoxy-containing groups
are exemplified by glycidyl, glycidyloxy, and 3,4-epoxycy-
clohexyl. The oxetanyl-containing groups are exemplified
by ethyloxetanyloxy. The acyl is exemplified by acetyl,
propionyl, and benzoyl. The halogen is exemplified by
chlorine, bromine, and iodine.

The monovalent heterocyclic group may have one or
more substituents. The substituents are exemplified by the
substituents which the monovalent hydrocarbon group may
have.

More specifically, the monovalent hydrocarbon group and
the monovalent heterocyclic group are exemplified by
methyl, ethyl, propyl, isopropyl, butyl, hexyl, octyl, decyl,
phenyl, naphthyl, anthryl, benzyl, phenethyl, pyridyl, furyl,
thienyl, vinyl, allyl, styryl (e.g., p-styryl), substituted hydro-
carbon groups (e.g., 2-(3,4-epoxycyclohexylethyl, 3-gly-
cidylpropyl, 3-methacryloxypropyl, 3-acryloxypropyl, N-2-
(aminoethyl)-3-aminopropyl, 3-aminopropyl, N-phenyl-3-
aminopropyl, 3-mercaptopropyl, and 3-isocyanatopropyl).

R“ to R/ in Formula (I) may be identical or different.

In Formula (I), R® represents, independently in each
occurrence, a divalent hydrocarbon group. The divalent
hydrocarbon group is exemplified by straight or branched
chain alkylene (e.g., a group represented by —[CH,]|—,
where t represents an integer of 1 or more); and a divalent
alicyclic hydrocarbon group. The straight or branched chain
alkylene is exemplified by C,-C, 4 straight or branched chain
alkylene such as methylene, methylmethylene, dimethylm-
ethylene, ethylene, propylene, and trimethylene. The diva-
lent alicyclic hydrocarbon group is exemplified by divalent
cycloalkylene (including cycloalkylidene) such as 1,2-cy-
clopentylene, 1,3-cyclopentylene, cyclopentylidene, 1,2-cy-
clohexylene, 1,3-cyclohexylene, 1,4-cyclohexylene, and
cyclohexylidene. Among them, R¥ is preferably, indepen-
dently in each occurrence, straight or branched chain alky-
lene.

In Formula (I), sl represents an integer of 1 or more.
When sl is an integer of 2 or more, two or more occurrences
of the structure in the brackets with s1 may be identical or
different. When the structure includes two or more different
structures in the brackets with sl, the structures may be
added to each other in a manner not limited. Typically, the
structures may be added to each other in a random form
and/or a block form.

In Formula (I), s2 represents an integer of 1 or more.
When s2 is an integer of 2 or more, two or more structures
in the brackets with s2 may be identical or different. When
two or more different structures are present in the brackets
with s2, the structures may be added to each other in a
manner not limited. Typically, the structures may be added
to each other in a random form and/or a block form.

In Formula (I), the structure in the brackets with s1 and
the structure in the brackets with s2 may be added to each
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other in a manner not limited. Typically, the structures may
be added to each other in a random form and/or a block
form.

The polyorganosiloxysilalkylene may contain a terminal
structure not limited, but exemplified by silanol group,
alkoxysilyl, and trialkylsilyl (e.g., trimethylsilyl). The poly-
organosiloxysilalkylene may include, at its terminus or
termini, a variety of groups such as a group containing an
aliphatic carbon-carbon double bond; and hydrosilyl group.

The polyorganosiloxysilalkylene having the structure rep-
resented by Formula (I) may have either a straight chain
structure or a branched chain structure, as mentioned above.

The polyorganosiloxane (A) in the curable resin compo-
sition according to the present invention may contain the
polyorganosiloxysilalkylene in a proportion not critical, but
preferably 60 percent by weight or more (e.g., from 60 to
100 percent by weight), more preferably 80 percent by
weight or more (e.g., from 80 to 99.5 percent by weight), and
more preferably 90 percent by weight or more, based on the
total amount (100 percent by weight) of the polyorganosi-
loxane (A). The polyorganosiloxane (A), if containing the
polyorganosiloxysilalkylene in a proportion less than 60
percent by weight, may readily cause the cured product to be
susceptible to yellowing and/or to readily have surface tack
to thereby offer inferior handleability.

Polyorganosiloxane (Al) Containing Aliphatic Carbon-
Carbon Double Bond

The polyorganosiloxane (A) in the curable resin compo-
sition according to the present invention may include a
polyorganosiloxane (Al). The “polyorganosiloxane (Al)”
herein refers to a polyorganosiloxane (A) containing an
aliphatic carbon-carbon double bond. The aliphatic carbon-
carbon double bond may be present in a substituent in the
polyorganosiloxane (Al). The substituent is exemplified by
a substituent on a silicon atom. The aliphatic carbon-carbon
double bond may also be present at a terminus of the main
chain (straight chain and/or branched chain) of the polyor-
ganosiloxane (Al), where the main chain includes siloxane
bonds (Si—O—Si).

A group containing the aliphatic carbon-carbon double
bond is exemplified by C,-C,, alkenyl such as vinyl, allyl,
methallyl, 1-propenyl, isopropenyl, 1-butenyl, 2-butenyl,
3-butenyl, 1-pentenyl, 2-pentenyl, 3-pentenyl, 4-pentenyl,
and 5-hexenyl, of which C,-C,, alkenyl is preferred, and
C,-C, alkenyl is more preferred; C;-C,, cycloalkenyl such
as cyclohexenyl; C,-C, 5 bridged unsaturated hydrocarbon
groups such as bicycloheptenyl; (C,-C, alkenyl)-substituted
aryl such as styryl; and cinnamyl. The group containing the
aliphatic carbon-carbon double bond also includes the group
represented by Formula (4) in which at least one of the three
occurrences of R' is the above-mentioned group such as
C,-C,, alkenyl, C;-C,, cycloalkenyl, C,-C,5 bridged
unsaturated hydrocarbon groups, C,-C, alkenyl-substituted
aryl, and cinnamyl. Among them, alkenyl is preferred,
C,-C,, alkenyl is more preferred, and vinyl is furthermore
preferred.

The curable resin composition according to the present
invention preferably includes a polyorganosiloxysilalkylene
containing an aliphatic carbon-carbon double bond in mol-
ecule as the polyorganosiloxane (A1l). The polyorganosilox-
ysilalkylene is exemplified by a polyorganosiloxysilalkylene
containing, at its terminus and/or side chain, a group con-
taining an aliphatic carbon-carbon double bond. More spe-
cifically, the polyorganosiloxysilalkylene is exemplified by a
polyorganosiloxysilalkylene that contains, at its terminus
and/or side chain, a group containing an aliphatic carbon-
carbon double bond and includes a structure represented by
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Formula (I); and a polyorganosiloxysilalkylene including a
structure represented by Formula (I) in which at least one
occurrence of R? to R”is a monovalent group containing an
aliphatic carbon-carbon double bond.

The polyorganosiloxane (A) may contain the aliphatic
carbon-carbon double bond in a content (in terms of vinyl)
not critical, but preferably from 1.5 to 15.0 percent by
weight, more preferably from 2.0 to 13.0 percent by weight,
and furthermore preferably from 3.0 to 12.0 percent by
weight, based on the total amount (100 percent by weight)
of the polyorganosiloxane (A). The polyorganosiloxane (A),
when containing the aliphatic carbon-carbon double bond in
a content within the range, may readily allow the resulting
cured product to excel in heat resistance and other physical
properties, cracking resistance, and barrier properties to a
corrosive gas. The content of the aliphatic carbon-carbon
double bond may be measured typically by 'H-NMR.

The curable resin composition according to the present
invention preferably includes, as the polyorganosiloxane
(Al) and as an essential component, a polyorganosiloxane
(Al) having an aliphatic carbon-carbon double bond content
(in terms of vinyl) of 10.0 percent by weight or more (e.g.,
from 10.0 to 20.0 percent by weight). The curable resin
composition, when containing the polyorganosiloxane (A1)
of'this type as an essential component, may readily allow the
cured product to have remarkably better barrier properties to
a corrosive gas and to exhibit such excellent barrier prop-
erties for a longer period of time.

The polyorganosiloxane (A1) having an aliphatic carbon-
carbon double bond content (in terms of vinyl) of 10.0
percent by weight or more has a weight-average molecular
weight of preferably 2000 or less (e.g., from 500 to 2000),
and more preferably 1600 or less; and has a number-average
molecular weight of preferably 1000 or less (e.g., from 400
to 1000), and more preferably 900 or less. In an embodi-
ment, the polyorganosiloxane (Al) having an aliphatic car-
bon-carbon double bond content (in terms of vinyl) of 10.0
percent by weight or more has a weight-average molecular
weight of 2000 or less and/or a number-average molecular
weight of 1000 or less. The curable resin composition, when
including this polyorganosiloxane (Al), may readily allow
the cured product to have remarkably better barrier proper-
ties to a corrosive gas and to exhibit such excellent barrier
properties for a still longer period of time.

The polyorganosiloxane (A) may contain the polyor-
ganosiloxane (A1) having an aliphatic carbon-carbon double
bond content (in terms of vinyl) of 10.0 percent by weight
or more in a proportion of preferably from 1 to 10 percent
by weight, and more preferably from 2 to 8 percent by
weight, based on the total amount (100 percent by weight)
of the polyorganosiloxane (A), where the polyorganosilox-
ane (A1) is preferably one having a weight-average molecu-
lar weight of 2000 or less and/or a number-average molecu-
lar weight of 1000 or less. Control of the proportion within
the range may allow the curable resin composition to readily
allow the cured product having strength and barrier proper-
ties to a corrosive gas both at satisfactorily levels.

Polyorganosiloxane (A2) Containing Si—H Bond

The polyorganosiloxane (A) in the curable resin compo-
sition according to the present invention may include a
polyorganosiloxane (A2). The “polyorganosiloxane (A2)”
refers to a polyorganosiloxane (A) containing a Si—H bond.
The Si—H bond may be present in a substituent in the
polyorganosiloxane (A2). The substituent is exemplified by
a substituent on the silicon atom. The Si—H bond may also
be present at a terminus of the main chain (straight chain
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and/or branched chain) of the polyorganosiloxane (A2),
where the main chain includes siloxane bonds (Si—O—Si).

A group containing the Si—H bond is exemplified by, but
not limited to, a group represented by Formula (4) in which
at least one of three occurrences of R' is hydrogen.

The curable resin composition according to the present
invention preferably includes, as the polyorganosiloxane
(A2), a polyorganosiloxysilalkylene containing a hydrosilyl
group (Si—H bond) in molecule. The polyorganosiloxysi-
lalkylene is exemplified by a polyorganosiloxysilalkylene
containing, at its terminus and/or side chain, hydrogen
(hydrido) bonded to silicon. More specifically, the polyor-
ganosiloxysilalkylene is exemplified by a polyorganosilox-
ysilalkylene that contains, at its terminus and/or side chain,
hydrogen bonded to silicon and includes a structure repre-
sented by Formula (I); and a polyorganosiloxysilalkylene
that includes a structure represented by Formula (I) in which
at least one occurrence of R to R” is hydrogen.

The polyorganosiloxane (A) may contain the Si—H bond
in a content in terms of H not critical, but preferably from
0.01 to 0.50 percent by weight, more preferably from 0.05
to 0.30 percent by weight, and furthermore preferably from
0.08 to 0.20 percent by weight, based on the total amount
(100 percent by weight) of the polyorganosiloxane (A). The
term “in terms of H” refers to “in terms of the weight of
hydrogen or H (hydrido) in Si—H bond”. The polyorganosi-
loxane (A), when containing the Si—H bond in a content
within the range, may readily allow the resulting cured
product to excel in heat resistance and other physical prop-
erties, cracking resistance, and barrier properties to a cor-
rosive gas. The Si—H bond content may be measured
typically by "H-NMR.

The polyorganosiloxane (A) may contain the polyor-
ganosiloxane (A2) in a content not critical, but preferably 50
percent by weight or more (e.g., from 50 to 98 percent by
weight), more preferably 80 percent by weight or more, and
furthermore preferably 95 percent by weight or more, based
on the total amount (100 percent by weight) of the polyor-
ganosiloxane (A). The polyorganosiloxane (A), when con-
taining the polyorganosiloxane (A2) in a content within the
range, may readily allow the resulting cured product to excel
in heat resistance and other physical properties, cracking
resistance, and barrier properties to a corrosive gas.

The polyorganosiloxane (Al) may act also as a Si—H-
bond-containing polyorganosiloxane (A2); whereas the
polyorganosiloxane (A2) may also act as a polyorganosi-
loxane (Al) containing an aliphatic carbon-carbon double
bond.

The polyorganosiloxane (A) may include either one of the
polyorganosiloxane (Al) and the polyorganosiloxane (A2)
alone. The polyorganosiloxane (A) may also include two or
more different polyorganosiloxanes (A1) and/or two or more
different polyorganosiloxanes (A2).

In an embodiment, the polyorganosiloxane (A) includes
two or more different polyorganosiloxanes, and at least one
of the two or more different polyorganosiloxanes is the
polyorganosiloxane (A2). In this embodiment, other poly-
organosiloxane(s) excluding the polyorganosiloxane (A2) is
preferably a polyorganosiloxane (Al) devoid of Si—H
bonds.

Isocyanurate Compound (B)

The curable resin composition according to the present
invention includes an isocyanurate compound (B). The
curable resin composition according to the present inven-
tion, as including the isocyanurate compound (B), particu-
larly gives, when cured, a cured product having better
barrier properties to a corrosive gas and offering better
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adhesion to an adherend. In particular, the curable resin
composition preferably includes the isocyanurate compound
represented by Formula (1) as the isocyanurate compound
B).

In Formula (1), R*, R, and R® are each, identically or
differently, selected from the group represented by Formula
(2) and the group represented by Formula (3). In particular,
one or more (preferably one or two, more preferably one) of
R¥, R” and R” in Formula (1) is the group represented by
Formula (3). The isocyanurate compound represented by
Formula (1) particularly preferably contains, as R*, R”, and
R?, both the group represented by Formula (2) and the group
represented by Formula (3). Specifically preferably in the
isocyanurate compound represented by Formula (1), two of
R¥, R”, and R” are the groups represented by Formula (2),
and the other one of R*, R”, and R is the group represented
by Formula (3). This is preferred so as to allow the cured
product to have satisfactory barrier properties to a corrosive
gas.

In Formulae (2) and (3), R' and R? are each, identically or
differently, selected from hydrogen and C,-C, straight or
branched chain alkyl. The C,-Cg straight or branched chain
alkyl is exemplified by methyl, ethyl, propyl, isopropyl,
butyl, isobutyl, s-butyl, pentyl, hexyl, heptyl, octyl, and
ethylhexyl. Of the alkyl, preferred is C,-C; straight or
branched chain alkyl such as methyl, ethyl, propyl, and
isopropyl. R' and R? in Formulae (2) and (3) are each
particularly preferably hydrogen.

The isocyanurate compound (B) is exemplified by, but not
limited to, monoallyl dimethyl isocyanurate, diallyl monom-
ethyl isocyanurate, triallyl isocyanurate, monoallyl digly-
cidyl isocyanurate, diallyl monoglycidyl isocyanurate, tri-
glycidyl isocyanurate, 1-allyl-3,5-bis(2-methylepoxypropyl)
isocyanurate, 1-(2-methylpropenyl)-3,5-
diglycidylisocyanurate, 1-(2-methylpropenyl)-3,5-bis(2-
methylepoxypropyl)isocyanurate, 1,3-diallyl-5-(2-
methylepoxypropyl)isocyanurate, 1,3-bis(2-
methylpropenyl)-5-glycidylisocyanurate, 1,3-bis(2-
methylpropenyl)-5-(2-methylepoxypropyl)isocyanurate,
and tris(2-methylpropenyl)isocyanurate. The curable resin
composition may include each of different isocyanurate
compounds alone or in combination as the isocyanurate
compound (B).

For better compatibility with another component, the
isocyanurate compound (B) may be mixed with the silane
coupling agent (C) before being mixed with the other
component, as described above.

The curable resin composition may contain the isocya-
nurate compound (B) in a content not critical, but preferably
from 0.01 to 10 percent by weight, more preferably from
0.05 to 5 percent by weight, furthermore preferably from 0.1
to 3 percent by weight, and particularly preferably greater
than 0.5 percent by weight, based on the total amount (100
percent by weight) of the curable resin composition. The
curable resin composition, if containing the isocyanurate
compound (B) in a content less than 0.01 percent by weight,
may cause the cured product to have lower barrier properties
to a corrosive gas and inferior adhesion to an adherend. In
particular, the curable resin composition, when containing
the isocyanurate compound (B) in a content greater than 0.5
percent by weight (e.g., in a content from greater than 0.5
percent by weight to 10 percent by weight), may readily
allow the cured product to have remarkably better barrier
properties to a corrosive gas and to exhibit such excellent
barrier properties for a longer period of time. In contrast, the
curable resin composition, if containing isocyanurate com-
pound (B) in a content greater than 10 percent by weight,
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may undergo deposition of a solid therein and/or may cause
the cured product to become clouded.

Silane Coupling Agent (C)

The curable resin composition according to the present
invention includes a silane coupling agent (C). The curable
resin composition according to the present invention, as
including the silane coupling agent (C), gives, when cured,
a cured product having better barrier properties to a corro-
sive gas and, in particular, having better adhesion to an
adherend.

The silane coupling agent (C) has good compatibility
typically with the polyorganosiloxane (A) and the isocya-
nurate compound (B). Typically, in an embodiment, the
isocyanurate compound (B) is previously mixed with the
silane coupling agent (C) to give a composite, and the
composite is mixed with another component or components.
This contributes to better compatibility of the isocyanurate
compound (B) with the other component or components and
may often give a homogeneous curable resin composition.

The silane coupling agent (C) for use herein may be
selected from known or common silane coupling agents.
Such silane coupling agents are exemplified by, but not
limited to, epoxy-containing silane coupling agent such as
3-glycidoxypropyltrimethoxysilane, 2-(3,4-epoxycyclo-
hexyl)ethyltrimethoxysilane, 3-glycidoxypropylmethyldi-
ethoxysilane, and 3-glycidoxypropyltriethoxysilane; amino-
containing silane coupling agents such as N-2-(aminoethyl)-
3-aminopropylmethyldimethoxysilane, N-2-(aminoethyl)-3-
aminopropyltrimethoxysilane, N-2-(aminoethyl)-3-
aminopropyltriethoxysilane,
3-aminopropyltrimethoxysilane, 3-aminopropyltriethoxysi-
lane, 3-triethoxysilyl-N-(1,3-dimethyl-butylidene)pro-
pylamine, N-phenyl-3-aminopropyltrimethoxysilane, N-(vi-
nylbenzyl)-2-aminoethyl-3-aminopropyltrimethoxysilane
hydrochloride, and N-(f-aminoethyl)-y-aminopropylmeth-
yldiethoxysilane; and other silane coupling agents such as
tetramethoxysilane, tetracthoxysilane, methyltriethoxysi-
lane, dimethyldiethoxysilane, methyltriethoxysilane, vinyl-
triethoxysilane, vinyltrimethoxysilane, vinyltris(methoxy-
ethoxy)silane, phenyltrimethoxysilane,
diphenyldimethoxysilane, vinyltriacetoxysilane, y-(meth)
acryloxypropyltriethoxysilane,  y-(meth)acryloxypropylt-
rimethoxysilane, y-(meth)acryloxypropylmethyldimethox-
ysilane, y-(meth)acryloxypropylmethyldiethoxysilane,
mercaptopropylenetrimethoxysilane, and mercaptopropyl-
enetriethoxysilane. Among them, the epoxy-containing
silane coupling agents are preferably usable, of which 3-gly-
cidoxypropyltrimethoxysilane is more preferred. The cur-
able resin composition may include each of different silane
coupling agents alone or in combination as the silane
coupling agent (C).

The curable resin composition may contain the silane
coupling agent (C) in a content not critical, but preferably
from 0.01 to 15 percent by weight, more preferably from 0.1
to 10 percent by weight, furthermore preferably from 0.5 to
5 percent by weight, and particularly preferably greater than
2.0 percent by weight, based on the total amount (100
percent by weight) of the curable resin composition. The
curable resin composition, if containing the silane coupling
agent (C) in a content less than 0.01 percent by weight, may
cause the cured product to have lower adhesion to an
adherend and may fail to exhibit sufficient effects (barrier
properties to a corrosive gas) particularly when the isocya-
nurate compound (B) is mixed with the silane coupling
agent (C) beforehand. In particular, the curable resin com-
position, when containing the silane coupling agent (C) in a
content greater than 2.0 percent by weight (e.g., in a content
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from greater than 2.0 percent by weight to 15 percent by
weight), may readily allow the cured product to have
remarkably better barrier properties to a corrosive gas and to
exhibit such excellent barrier properties for a longer period
of time. In contrast, the curable resin composition, if con-
taining the silane coupling agent (C) in a content greater than
15 percent by weight, may be cured insufficiently and may
cause the cured product to have lower toughness, heat
resistance, and/or barrier properties to a corrosive gas.

Hydrosilylation Catalyst

The curable resin composition according to the present
invention may further include a hydrosilylation catalyst. The
curable resin composition according to the present inven-
tion, when further including the hydrosilylation catalyst,
may allow a curing reaction (hydrosilylation reaction) to
proceed efficiently. The hydrosilylation catalyst may be
selected from known catalysts for hydrosilylation reaction,
such as platinum catalysts, rhodium catalysts, and palladium
catalysts. Specifically, the hydrosilylation catalyst is exem-
plified by platinum catalysts including fine platinum powder,
platinum black, platinum supported on fine silica powder,
platinum supported on activated carbon, chloroplatinic acid,
complexes of chloroplatinic acid with an alcohol, an alde-
hyde, or a ketone, platinum-olefin complexes, platinum-
carbonyl complexes (e.g., platinum-carbonylvinylmethyl
complex), platinum-vinylmethylsiloxane complexes (e.g.,
platinum-divinyltetramethyldisiloxane complex and plati-
num-cyclovinylmethylsiloxane complex), platinum-phos-
phine complexes, and platinum-phosphite complexes; and
palladium catalysts and rhodium catalysts corresponding to
the platinum catalysts, except for respectively containing
palladium atom and rhodium atom instead of platinum atom.
The curable resin composition may include each of different
hydrosilylation catalysts alone or in combination as the
hydrosilylation catalyst.

The curable resin composition according to the present
invention may contain the hydrosilylation catalyst in a
content not critical, but such a content that the amount of
platinum, palladium, or rhodium in the hydrosilylation cata-
lyst falls typically in the range of preferably from 0.01 to
1,000 ppm by weight, and more preferably from 0.1 to 500
ppm by weight. The curable resin composition, when con-
taining the hydrosilylation catalyst in a content within the
range, may not suffer from a remarkably low crosslinking
rate and may not cause coloration and other disadvantages of
the cured product, thus being preferred.

Hydrosilylation Inhibitor

The curable resin composition according to the present
invention may include a hydrosilylation inhibitor so as to
control the speed (rate) of curing reaction (hydrosilylation
reaction). The hydrosilylation inhibitor is exemplified by
alkyne alcohols such as 3-methyl-1-butyn-3-o0l, 3,5-dim-
ethyl-1-hexyn-3-ol, and phenylbutynol; ene-yne compounds
such as 3-methyl-3-penten-1-yne and 3,5-dimethyl-3-hexen-
1-yne; and other compounds such as thiazole, benzothiazole,
and benzotriazole. The curable resin composition may
include each of different hydrosilylation inhibitors alone or
in combination as the hydrosilylation inhibitor. The curable
resin composition may contain the hydrosilylation inhibitor
in a content within the range of practically preferably from
0.00001 to 5 percent by weight based on the total amount of
the curable resin composition, although the content may
vary depending on the crosslinking conditions of the curable
resin composition.

Silsesquioxane

The curable resin composition according to the present
invention may further include a silsesquioxane. The silses-
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quioxane is exemplified by, but not limited to, silsesquiox-
anes each having any of random structure, cage structure,
and ladder structure, of which preferred are silsesquioxanes
including, as a principal component, a silsesquioxane having
a ladder structure.

The “silsesquioxane” is a kind of polysiloxanes. Such
polysiloxanes are generally compounds containing a main
chain including siloxane bonds (Si—O—Si). Their basic
constitutional units are exemplified by M unit, D unit, T unit,
and Q unit. The M unit refers to a unit including a mon-
ovalent group containing a silicon atom bonded to one
oxygen atom. The D unit refers to a unit including a divalent
group containing a silicon atom bonded to two oxygen
atoms. The T unit refers to a unit including a trivalent group
containing a silicon atom bonded to three oxygen atoms. The
Q unit refers to a unit including a tetravalent group contain-
ing a silicon atom bonded to four oxygen atoms. The
silsesquioxane is a polysiloxane including the T unit as a
basic constitutional unit and has an empirical formula (basic
structural formula) represented by RSiO, 5. The silsesqui-
oxane includes a Si—O—Si skeleton having a structure
selected typically from random structure, cage structure, and
ladder structure. The above-mentioned ladder-like silsesqui-
oxane is a silsesquioxane structurally including a Si—O—Si
skeleton having a ladder structure.

The silsesquioxane may contain two or more aliphatic
carbon-carbon double bonds in molecule (per molecule).
The silsesquioxane may contain two or more Si—H bond-
containing groups in molecule (per molecule). The silses-
quioxane is preferably, but not limitatively, liquid at room
temperature. The curable resin composition may include
each of different silsesquioxanes alone or in combination.

The curable resin composition according to the present
invention, particularly when including one or more silses-
quioxanes, may readily give, when cured, a cured product
having better barrier properties to a corrosive gas and
offering better toughness (in particular, cracking resistance).
The curable resin composition according to the present
invention may contain the silsesquioxane(s) in a content
(blending quantity) not critical, but preferably from 0.01 to
30 percent by weight, more preferably from 0.1 to 20 percent
by weight, and furthermore preferably from 0.5 to 10
percent by weight, based on the total amount (100 percent by
weight) of the curable resin composition.

Other Siloxane Compound

The curable resin composition according to the present
invention may further include, as another siloxane com-
pound, a cyclic siloxane containing two or more aliphatic
carbon-carbon double bonds in molecule (per molecule).
The curable resin composition according to the present
invention may further include, as another siloxane com-
pound, a cyclic siloxane containing two or more Si—H
bonds in molecule (per molecule). The curable resin com-
position may include each of different cyclic siloxanes as
above alone or in combination. The curable resin composi-
tion according to the present invention may contain the
cyclic siloxane(s) in a content (blending quantity) not criti-
cal, but preferably from 0.01 to 30 percent by weight, more
preferably from 0.1 to 20 percent by weight, and further-
more preferably from 0.5 to 10 percent by weight, based on
the total amount (100 percent by weight) of the curable resin
composition.

Other Silane Compound

The curable resin composition according to the present
invention may include another silane compound (e.g., a
compound containing a hydrosilyl group). The other silane
compound is exemplified by straight or branched chain
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siloxanes containing a Si—H group, such as methyltris
(dimethylsiloxy)silane, tetrakis(dimethylsiloxy)silane, 1,1,
3,3-tetramethyldisiloxane, 1,1,3,3,5,5-hexamethyltrisilox-
ane, 1,1,1,3,5,5,5-heptamethyltrisiloxane, 1,1,3,3,5,5,7,7-
octamethyltetrasiloxane, 1,1,1,3,5,5,7,7,7-
nonamethyltetrasiloxane, 1,1,3,3,5,5,7,7,9,9-
decamethylpentasiloxane, and 1,1,1,3,5,5,7,7,9,9,9-
undecamethylpentasiloxane. The curable resin composition
may include each of different silane compounds alone or in
combination. The curable resin composition may contain the
silane compound(s) in a content not critical, but preferably
from O to 5 percent by weight or less, and more preferably
from 0 to 1.5 percent by weight, based on the total amount
(100 percent by weight) of the curable resin composition.

Solvent

The curable resin composition according to the present
invention may include a solvent. The solvent is exemplified
by conventionally known solvents such as toluene, hexane,
isopropanol, methyl isobutyl ketone, cyclopentanone, and
propylene glycol monomethyl ether acetate. The curable
resin composition may include each of different solvents
alone or in combination.

Additives

The curable resin composition according to the present
invention may further include any of common additives as
additional optional components. The additives are exempli-
fied by fillers as mentioned below; stabilizers such as
antioxidants, ultraviolet absorbers, photostabilizers, and
thermal stabilizers; flame retardants such as phosphorus
flame retardants, halogen flame retardants, and inorganic
flame retardants; flame retardant promoters; reinforcing
materials such as other fillers; nucleating agents; coupling
agents; lubricants; waxes; plasticizers; mold-release agents;
impact modifiers; hue modifiers; flow improvers; colorants
such as dyestuffs and pigments; dispersing agents; antifoam-
ing agents; defoaming agents; antimicrobial agents; antisep-
tic agents (preservatives); viscosity modifiers; and thicken-
ers. The fillers are exemplified by inorganic fillers such as
precipitated silica, hydrous silica (wet silica), fumed silica,
pyrogenic silica, titanium oxide, alumina, glass, quartz,
aluminosilicate, iron oxide, zinc oxide, calcium carbonate,
carbon black, silicon carbide, silicon nitride, and boron
nitride, as well as inorganic fillers prepared by treating these
fillers with any of organosilicon compounds such as organo-
halosilanes, organoalkoxysilanes, and organosilazanes; fine
powders of organic resins such as silicone resins, epoxy
resins, and fluorocarbon resins; and electroconductive pow-
ders of metals such as silver and copper. The curable resin
composition may include each of different additives alone or
in combination.
Curable Resin Composition

The curable resin composition according to the present
invention may have a formulation (blending formulation)
not critical, but preferably has such a formulation that the
amount of aliphatic carbon-carbon double bonds is prefer-
ably from 0.2 to 4 moles, more preferably from 0.5 to 1.5
moles, and furthermore preferably from 0.8 to 1.2 moles, per
mole of hydrosilyl group present in the curable resin com-
position. The curable resin composition, when containing
hydrosilyl groups and aliphatic carbon-carbon double bonds
in proportions controlled within the range, may readily
allow the cured product to have still better heat resistance,
transparency, flexibility, reflow resistance, and barrier prop-
erties to a corrosive gas.

Though not limited, the curable resin composition accord-
ing to the present invention may be prepared by stirring and
mixing the individual components at room temperature. The
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curable resin composition according to the present invention
can be used as a one-part composition or a multi-part (e.g.,
two-part) composition. The one-part composition is pre-
pared by mixing the individual components in advance and
used as intact. The multi-part composition is used as storing
two or more components separately and mixing them in
predetermined proportions before use.

The curable resin composition according to the present
invention is preferably, but not limitatively, liquid at room
temperature (about 25° C.). More specifically, the curable
resin composition according to the present invention has a
viscosity at 23° C. of preferably from 300 to 20000 mPa-s,
more preferably from 500 to 10000 mPa-s, and furthermore
preferably from 1000 to 8000 mPa‘s. The curable resin
composition, if having a viscosity less than 300 mPa-s, may
cause the cured product to have lower heat resistance. In
contrast, the curable resin composition, if having a viscosity
greater than 20000 mPa-s, may be prepared and handled
with difficulty and may cause the cured product to contain
air bubbles as remaining. The viscosity at 23° C. may be
measured typically using a rheometer (trade name Physica
UDS-200, supplied by Anton Paar GmbH) and a cone and a
plate with a cone diameter of 16 mm and a taper angle of 0°
at a temperature of 23° C. and a number of revolutions of 20
rpm.

Cured Product

The curable resin composition according to the present
invention, when cured by a curing reaction (hydrosilylation
reaction), can give a cured product. Hereinafter the resulting
cured product is also referred to as “cured product according
to the present invention”. The curing reaction may be
performed under any conditions that are not critical and
selectable as appropriate from conventionally known con-
ditions. However, from the viewpoint of reaction rate, the
curing reaction is preferably performed at a temperature
(curing temperature) of from 25° C. to 180° C. (more
preferably from 60° C. to 150° C.) for a time (curing time)
of from 5 to 720 minutes. The cured product according to the
present invention has excellent physical properties such as
heat resistance, transparency, and flexibility, still offers
excellent reflow resistance, such as cracking resistance and
adhesion to a package, in a reflow process, and excels in
barrier properties to a corrosive gas such as a SO, gas.
Encapsulating Agent and Encapsulant

An encapsulating agent according to the present invention
is an encapsulating agent including the curable resin com-
position according to the present invention as an essential
component. The encapsulating agent according to the pres-
ent invention, when cured, gives an encapsulant (cured
product) according to the present invention. The encapsulant
has excellent physical properties such as heat resistance,
transparency, flexibility and still offers excellent reflow
resistance and barrier properties to a corrosive gas. The
encapsulant according to the present invention is therefore
preferably usable as encapsulants for semiconductor ele-
ments in semiconductor devices and, in particular, as encap-
sulants for optical semiconductor elements in optical semi-
conductor devices. Of such optical semiconductor elements,
the encapsulant is particularly preferably usable as encap-
sulants for optical semiconductor elements with high bright-
ness and short wavelength. The encapsulant according to the
present invention, when used for the encapsulation of a
semiconductor element (in particular, an optical semicon-
ductor element), gives a semiconductor device (in particular,
an optical semiconductor device) that has excellent durabil-
ity and quality.
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EXAMPLES

The present invention will be illustrated in further detail
with reference to several examples below. It should be noted,
however, that the examples are by no means intended to
limit the scope of the present invention.

Products were subjected to 'H-NMR analyses using the
JEOL ECAS500 (500 MHz). The products were also sub-
jected to measurements of number-average molecular
weight and weight-average molecular weight using the
Alliance HPLC System 2695 (supplied by Waters Corpora-
tion), Refractive Index Detector 2414 (supplied by Waters
Corporation), two Tskgel GMH®-M columns (supplied by
Tosoh Corporation), the Tskgel guard column HZZL (sup-
plied by Tosoh Corporation) as a guard column, the COL-
UMN HEATER U-620 (supplied by Sugai) as a column
oven, and THF as a solvent at a measurement temperature of
40° C.

Polyorganosiloxane (A)

The polyorganosiloxane (A) used herein is any of prod-
ucts as follows:

OE-6665A: Product supplied by Dow Corning Toray Co.,
Ltd., having a vinyl content of 11.97 percent by weight, a
phenyl content of 21.39 percent by weight, a SiH content (in
terms of hydrido) of 0 percent by weight, a number-average
molecular weight of 831, and a weight-average molecular
weight of 1455

OE-6665B: Product supplied by Dow Corning Toray Co.,
Ltd. and having a vinyl content of 3.76 percent by weight,
a phenyl content of 48.58 percent by weight, a SiH content
(in terms of hydrido) of 0.16 percent by weight, a number-
average molecular weight of 744, and a weight-average
molecular weight of 1274

GD-1130A: Product supplied by Eternal. Chemical Co.,
Ltd. and having a vinyl content of 4.32 percent by weight,
a phenyl content of 44.18 percent by weight, a SiH content
(in terms of hydrido) of O percent by weight, a number-
average molecular weight of 1107, and a weight-average
molecular weight of 6099

GD-1130B: Product supplied by Eternal Chemical Co.,
Ltd. and having a vinyl content of 3.45 percent by weight,
a phenyl content of 50.96 percent by weight, a SiH content
(in terms of hydrido) of 0.17 percent by weight, a number-
average molecular weight of 631, and a weight-average
molecular weight of 1305

ASP-1120A: Product supplied by Shin-Etsu Chemical
Co., Ltd. and having a vinyl content of 5.94 percent by
weight, a phenyl content of 64.61 percent by weight, a SiH
content (in terms of hydrido) of O percent by weight, a
number-average molecular weight of 590, and a weight-
average molecular weight of 780

ASP-1120B: Product supplied by Shin-Etsu Chemical
Co., Ltd. and having a vinyl content of 3.31 percent by
weight, a phenyl content of 49.08 percent by weight, a SiH
content (in terms of hydrido) of 0.30 percent by weight, a
number-average molecular weight of 680, and a weight-
average molecular weight of 1320

OE-6630A: Product supplied by Dow Corning Toray Co.,
Ltd. and having a vinyl content of 2.17 percent by weight,
a phenyl content of 51.94 percent by weight, a SiH content
(in terms of hydrido) of O percent by weight, a number-
average molecular weight of 2532, and a weight-average
molecular weight of 4490

OE-6630B: Product supplied by Dow Corning Toray Co.,
Ltd. and having a vinyl content of 3.87 percent by weight,
a phenyl content of 50.11 percent by weight, a SiH content
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(in terms of hydrido) of 0.17 percent by weight, a number-
average molecular weight of 783, and a weight-average
molecular weight of 1330

KER-2500A: Product supplied by Shin-Etsu Chemical
Co., Ltd. and having a vinyl content of 1.53 percent by
weight, a phenyl content of 0 percent by weight, a SiH
content (in terms of hydrido) of 0.03 percent by weight, a
number-average molecular weight of 4453, and a weight-
average molecular weight of 19355

KER-2500B: Product supplied by Shin-Etsu Chemical
Co., Ltd. and having a vinyl content of 1.08 percent by
weight, a phenyl content of 0 percent by weight, a SiH
content (in terms of hydrido) of 0.13 percent by weight, a
number-average molecular weight of 4636, and a weight-
average molecular weight of 18814

GD-1012A: Product supplied by Eternal Chemical Co.,
Ltd. and having a vinyl content of 1.33 percent by weight,
a phenyl content of 0 percent by weight, a SiH content (in
terms of hydrido) of 0 percent by weight, a number-average
molecular weight of 5108, and a weight-average molecular
weight of 23385

GD-1012B: Product supplied by Eternal Chemical Co.,
Ltd. and having a vinyl content of 1.65 percent by weight,
a phenyl content of 0 percent by weight, a SiH content (in
terms of hydrido) of 0.19 percent by weight, a number-
average molecular weight of 4563, and a weight-average
molecular weight of 21873
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Examples And Comparative Examples

Examples 1 to 5 and Comparative Examples 1 to 10 were
performed by a procedure as follows.

In accordance with Tables 1 and 2, an isocyanurate
compound (B) and a silane coupling agent (C) were mixed
in a predetermined weight ratio to give a mixture, the
mixture was further combined with polyorganosiloxanes
(A), stirred at room temperature for 2 hours, and yielded a
transparent solution. The blending quantities of individual
components in Tables 1 and 2 are indicated in part by
weight. The solution was combined with 1.3 pl of a 2.0%
platinum-cyclovinylsiloxane complex vinylcyclosiloxane
solution (supplied by Wako Pure Chemical Industries, Ltd.),
stirred for further 30 minutes, and yielded a curable resin
composition.

The above-prepared curable resin composition was
applied to a glass plate, heated at a predetermined tempera-
ture for a predetermined time according to curing conditions
given in Tables 3 and 4, and yielded a colorless, transparent
cured product in each of the examples and comparative
examples.

The column “Mw/Mn” in Tables 1 and 2 indicates the
average of weight-average molecular weights (Mw), the
average of number-average molecular weights (Mn), and the
ratio of the average of weight-average molecular weights
(Mw) to the average of number-average molecular weights
(Mn) in the polyorganosiloxanes (A) used in each of the
examples and comparative examples.

TABLE 1
Examples 1 2 3 4 5 Mw/Mn
Polyorganosi-  OE-6665A 10 1283/748 = 1.72
loxane (A) OE-6665B 200
GD-1130A 25 25 2264/726 = 3.10
GD-1130B 100 100
ASP-1120A 100 1050/635 = 1.65
ASP-1120B 100
OE-6630A 50 1962/1133 = 1.73
OE-6630B 200
Isocyanurate Monoallyl diglycidyl isocyanurate 0.6 0.3 0.4 0.5 —
compound (B) Triallyl isocyanurate 0.3 —
Silane coupling 3-Glycidyloxypropyltrimethoxysilane 2.4 1.0 1.0 1.6 2.0 —
agent (C)
TABLE 2
Comparative Examples 1 2 3 4 5 6 7 8 9 10 Mw/Mn
Polyorganosi-  OE-6665A 10 1283/748 = 1.72
loxane (A) OE-6665B 200
GD-1130A 25 25 25 2264/726 = 3.10
GD-1130B 100 100 100
ASP-1120A 100 1050/635 = 1.65
ASP-1120B 100
OE-6630A 50 1962/1133 = 1.73
OE-6630B 200
KER-2500A 100 100 19085/4545 = 4.20
KER-2500B 100 100
GD-1012A 100 100 22629/4836 = 4.68
GD-1012B 100 100
Isocyanurate Monoallyl diglycidyl isocyanurate 0.4 0.4 —
compound (B) Triallyl isocyanurate 1.3 —
Methy! diglycidyl isocyanurate 1.3 —
Silane coupling 3-Glycidyloxypropyltrimethoxysilane 1.6 1.6 —

agent (C)
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Sulfur Corrosion Test compared with Comparative Example 6. In these compari-
Bach of the curable resin compositions prepared in  sons, the example(s) had significantly better barrier proper-
Examples 1 to 5 and Comparative Examples 1 to 10 was  tjes to a corrosive gas as compared With the corresponding

poured into an LED package (TOP LED OP-3, 35 mm by 28
mm, without element), heated at a predetermined tempera- 5
ture for a predetermined time in accordance with curing

conditions given in Tables 3 and 4, and yielded a sample. . . .
The sample and 0.3 g of a sulfur powder (supplied by polyorganosiloxysilalkylenes as the polyorganosiloxanes

comparative example(s) particularly 48 hours and 72 hours
after the initiation of test. In addition, Table 3 demonstrates
that the samples according to Examples 2 and 3 using

KISHIDA CHEMICAL Co., Ltd.) were placed in a 450-ml (A) could give cured products that had little surface tack and

glass bottle, and the glass bottle was further placed in an 10 offered excellent handleability.

aluminum case. Next, the aluminum case was placed in an

oven (supplied by Yamato Scientific Co., Ltd., model num- INDUSTRIAL APPLICABILITY
ber DN-64), the oven temperature was set at 80° C., and how

the silver electrode in the LED package of the sample was The curable resin composition and cured product accord-

corroded was observed 24 I}OUFS, 48.h0urs, and 72 hours ing to the present invention are useful particularly in adhe-
later. The electrode appears silvery white before the test, but, 13

when corroded, changes in color to dark brown, and further
to black with the progress of corrosion. The criteria in the
sulfur corrosion test are as follows. A sample undergoing . ; ) .
little change in color in the silver electrode was evaluated as thn and cured product accordmg to the present Invention are
“A”; a sample undergoing a partial change in color to dark 20 suitable as encapsulants for optical semiconductor elements

brown or black was evaluated as “B”; and a sample under- such as light-emitting diodes (LEDs), semiconductor laser
going a full change in color to dark brown or black was elements, solar photovoltaic elements, and charge coupled
evaluated as “C”. Results are indicated in Tables 3 and 4. devices (CCDs).

Surface Tack Test
Each of the cured products prepared in Examples 1 to 5 25 The invention claimed is:

and Comparative Examples 1 to 10 was evaluated on surface 1. A curable resin composition comprising:
tack. The surface tack test was performed according to the a polyorganosiloxane (A) excluding a silsesquioxane;
criteria as follows. A sample cured product offering little an isocyanurate compound (B); and
tackiness on its surface was evaluated as “A”; and a sample a silane coupling agent (C),
cured product offering tackiness on its surface was evaluated 30  the polyorganosiloxane (A) being an aryl-containing
as “B”. Results are indicated in Tables 3 and 4. polyorganosiloxane,
TABLE 3

Examples 1 2 3 4 5
Sulfur 24 hrs later A A A A A
corrosion 48 hrs later A A B A A
test 72 hrs later A B C B B
Surface tack test B A A B B
Curing conditions 150°C. (2 80°C.(1 80°C. (1 100°C. (1 150°C. (2

hrs) hr) then  hr) then hr) then hrs)
150° C. (4 150°C. (4 150° C. (4

hrs) hrs) hrs)
TABLE 4

Comparative Examples 1 2 3 4 5 6 7 8 9 10
Sulfur 24 hrs later A A A A B C C C C C
corrosion 48 hrs later B B C C C C C C C C
test 72 hrs later C C C C C C C C C C
Surface tack test B A A A B B B B A A
Curing conditions 150°C. (2 80°C.(1 80°C.(1 80°C.(1 100°C.(1 150°C.(2 100° C. (1 100°C. (1 100°C. (1 100° C. (1

hrs) hr) then  hr)then  hr) then  hr) then hrs) hr)then  hr) then  hr) then  hr) then
150° C. (4 150° C. (4 150°C. (4 150° C. (4 150° C. (4 150° C. (4 150°C. (4 150°C. (4
hrs) hrs) hrs) hrs) hrs) hrs) hrs) hrs)

As demonstrated in Tables 3 and 4, the cured products the aryl-containing polyorganosiloxane having:
(encapsulants) prepared in Examples 1 to 5 had better barrier a number-average molecular weight (Mn) of from 500 to
properties to a corrosive gas as compared with those pre- 0 4000 as determined by gel permeation chromatography
pared in Comparative Examples 1 to 10. In particular, an and calibrated with a polystyrene standard; and
example and a comparative example having an identical a molecular-weight dispersity (Mw/Mn) of from 0.95 to
formulation of the polyorganosiloxanes (A) were compared 4.00, where the aryl-containing polyorganosiloxane has
with each other. Specifically, Example 1 was compared with a weight-average molecular weight of Mw and a num-
Comparative Example 1, Examples 2 and 3 were compared 65 ber-average molecular weight of Mn as determined by
with Comparative Examples 2 to 4, Example 4 was com- gel permeation chromatography and calibrated with a

pared with Comparative Example 5, and Example 5 was polystyrene standard,

sives, coating agents, encapsulants, and other uses that
require heat resistance, transparency, and barrier properties
to a corrosive gas. In particular, the curable resin composi-



US 9,481,791 B2

27

the polyorganosiloxane (A) comprising:
a polyorganosiloxane (Al) comprising an aliphatic
carbon-carbon double bond; and
a polyorganosiloxane (A2) comprising a Si—H bond,
the polyorganosiloxane (A) comprising 50 percent by
weight or more of the polyorganosiloxane (A2) com-
prising a Si—H bond based on the total amount (100
percent by weight) of the polyorganosiloxane (A), and
the isocyanurate compound (B) comprising
an isocyanurate compound represented by Formula (1):

M

RX
0 N\]/o
N N
7 g
0

wherein R*; R”, and R* are each, identically or differently,
selected from a group represented by Formula (2) and a

10

15

20

28

group represented by Formula (3), where at least one of R”,
R”, and R® is the group represented by Formula (3):

Rl
K

@

3)
/W‘/ R?

wherein R' and R* are each, identically or differently,
selected from hydrogen and C,-Cg straight or branched
chain alkyl.

2. A cured product of the curable resin composition
according to claim 1.

3. An encapsulant obtained by using the curable resin
composition according to claim 1.

4. A semiconductor device obtained by using the curable
resin composition according to claim 1.

#* #* #* #* #*



